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The Effect of Structural Factors on Conjugation 
Phenomena. I. The Mobility of Hydrogen Atoms in 
Cyclic Ketones of Various Structure. A. N. Nesme- 
yanov, D. N, Kursanov, K. A. Pecherskaya, and Z. N, 
Parnes. Lavestiya Akad. Nauk §.5.5.R., Otd. Khim 
Nauk, No. 6, 59 <T{1b4Siiin Russtand. sere et 
Heavy water wan used for the substitution oD for Hin the 
«+ position in cycile ketones. fuch substitutions are correlated 
wlth the general mobility of the H atom to the sequence 
O. that must be regarded as a system af conjugated 
analogous to the known C-C-C-O. Thus, 
ogenn, and In 2:2.6-tr1- 
are replaced, 
whereas in the bicy¢ 
den on account of the presence, in the @ position, of the foot 
of the -CH,- bridge. th the procedure adopted the substance 
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investigated was heated (for $0 to 70 hr and in the presence 
) with water containing a known quantity of D,O. The 
ated from water, was analyzed by 
charring, as tested for D content by 
the specific gravily 5 number of H 
atoms replaced was 
by the D defect in water separated from the react 
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PA 36/2971, 


USS2/Chemiatry - Alcohols, Reactions of Sep 48 
With Allyl Pyridine Chloride 
Chemistry - Alkoxy Groups 


"Ime Interaction of Allyl Pyridine Chloride and 
Alcohol," D. N. Kursanov, 0. M. Shemyekine, Inst 
Qrg Chem, Acad Sci USSR, Moscow Textile Inat, 


3 pp 
"Dok Ak Nauk SSSR" Vol LXII, No 3 


It has been established that en elkoxy-methyi 

Yradicel chenges places easily with hydrogen in 
the hydroxy group, resulting in trensformetion 
of elcohols. Attempte ty find if thie reaction 
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UssR/Chemi try - Alcohols, Reactions of Sep 48 
With Allyl Pyridine Chloride 
(Contd) 


can be extended to quaternary salts of emmania 
with other radicals. Finds that allyl redical 
and alkoxy-methyl redicals of quaternary ammonia 
salts behave in the seme’fashion during inter- 
action with alcohols. However, in tbis case, 
yield was only a little over 10% of the theoret- 
ical. Submitted by Acad B. A. Kezenekiy, 

15 Jul 48. 
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Exchange reactions and cleavages of the quaternary 
ammonium salts. II. Reaction of quaternary ammoniwn 
salts of the type ROCII,N. X with carboxylic acids and 
their salts, VON. Setkina and DN, Kursinov.  /ecest, 
Akad. june NNR, Oded Khim Nauk 1949, 10-7; 
ef. Cua. 42, 024 Quaternary ammonium sults contg. é : TT aR Ta e atymecthy. 
the ROCH, radteal teact with salts of carbosylie acids, * cele Pep A LORY Se ee 
yiclding alkovytnethyt esters, while the free acids vield micthyD pyridinium chioede (102 g.) aod R10 g. PHCH 
esters without the athoysmethyl group, the CLO residue c OpNa after 3 hits at 120 40° give ATO. PACHLOUCHA? 
being tlininated as polvoaymethylene, Heating 25.2 . Buy by g UKE", te 17.5 85%, dt LAGU, mS LAUT Ey 
1 butayyimethyquinotinium chloride und 8.2 g. dry Nae. lrolysis of the products by dil. HICK gave ROH, CHAO, and 
OAc 3 irs. at Maru Kave 72% HwOCH OAC, bm 9 L1K- the corresponding acids. Heating 22.5 g. t-(butoxymeth- 
Iu Rar Wir x", aye ten, ar LAGI, and quinoline. wD quinoliniun chloride and 5g. ACOH to Lge 8? bigs 
siete ee Mei svined ne LONendtiit cuhenle aa Kave S76 NuOAc, while PCOtE At 10 ti" gave PCO. 
- 6 +6 Moaymelay ule, Ne We WG Me, t-CDeeslowinethyD pyridiniuen: chloride and Amc. 


'T ‘ ‘ At TAO GO" gave 280. bm COC di. bao ISD 

10.0072, AP 1.4501. | $-(‘Tetradecylosymechyl) pynidiniuin OhIE st Vi x «dC a, : 
chloride aay (150-00) gave 70% lelrudecyluxymethyl aye Label a y wa, Ze ‘ CAL OCHA Lm, bay 
acetate, te 2315, d2® U.8960, e419 1.4300. Heating 13.8 ¢. 213-14", dy USOUS, may 1.4485, and 2.5 @. (Cdn) 
: J.(butonymethy!)quinolinium chloride with 6.2 g. PrCO,- CHa by 5 202-5 °, dio OSE, ait 1100 (the previous 
Na @hrs, to li-Se’ at a water- mp vacuum gave 735% derive. gave CHO polymerson Histn », t-{Butovymethyl) - 
 PrCOWCH,O Hu, by Si", dE 0.0200, nif LALAT, while Ane. quinolinium chloride and PACILCOML in 8 hyo at dee 
» CONa at 190-300" gave GUS A mCO,CHO Bu, bu 13L.5*, SP gave PACHACOa, by USA, dt? UD, ae 
de 0 O12E, nye 1.4210 from 1-(butoaymethy!) pyridinium 1.4DUN  (B5EC). Hevting t-(butovymethy! quinolinium 
Sloride; the latter and NaOBz at 180-200° at a water- chloride with ACOH in AciO (to insure anhyd. condition: 
ane vacuurd gave BsOCHO Bu, by 188°, di* 1.0440, wf S hrs. at 150 60° and 8 hrs. wt tN gave 817% BuOAc. 


4 . . . ij BuOCH,OAc C17 g.) and 18 g. AcOH heated ..5 hrs. at 
1.4050. Substitution of 1-(decyloxynicthyl) pyridialum 105-200", with revovery of the volatiles, gave CHG 


(detected! asthe dimedon deriv., am. INU"), SHS BudAc, 
Od Tg, starting ester, G. M. Rowolupoff 
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formation of an ovominn Wersy. at the O of the exter after 

cleavage of the Ro xreup frees the quaternary compound 

IV. Mechanism of the reactions of quaternary ammo- 

. nium salts with alcohols = V No Sethina amd f) N. Kare 

Exchange and cleavage reactions of quaternary amino. Sanay Phe AUT 1G) Pyredine Mep utr gh oamb 2s 

cium salts 111 Reaction of quaternary ammonium salts g. devaned an Pottes. at Pe To Kaw SES dewetie, bres 
withesters, 1). N Kurnov aed Vv. 6° 


Setkina. frrest. fe St Me deryl ether, by O57, dee NE, we 
Abad. Nuwk 89.8, Ubdel Rave, Nauk 1049, 78 8 iin, ana tte dle yi then, Wa et sins 
oul CE. 43, uti Pc Batons asetiovd oqanmedinian ip wind Ting. owtanal simutaly gave in Che ate 


tide (Wg amd 2g Peete on hee at PiU a” give | Tere uwtene, WOE TE, Medel ether, 1st 
a READ oud ag Mast Ae othe gh, ay well ses ment . Avis ait NTP aint Tew tat ether MMT tne BES? ‘ 
quinuline 2-(1. vba ymethy- i od pee le ee! yee yy che, ne PASS Misting 62.0 0 1 elarbex sue tts 
j and ted 6 Bias ih WE bras at [ps 20” Rave Wg. | yitpeve cline chlotite att EN xg PHCUCHE thee t 
OAc and R29 decyl acetate, bye WIS 18 whe i ee tae gave SW HCI OHO, THEE BaOCin Ph, 
BvOls (2.3 g.) and 28.4 g. 1-benzylpyridiniuin chluride Hee Mut PACH OCH ay te V8 HOOmATORIRT ICL aT 
wn Rhee, at 195-203" give dg. pytiline, 1.8 ¢. BeOH, and Lito, and 44g. (PhCI) LO. the residue contained 


60% DeOCHaPh The reaction probably proceeds by benzylpyridinium ion, shown by the parute, m. LT IN”. 
The results are discusscdl un terete of formation of the 
proxtnets through oxoniuen derives. formed from raheal 

CG. . 


cleavage of the quaternary sults M.K 


APPROVED FOR RELEASE: 03/13/2001 CIA-RDP86-00513R000927810003-1" 


"APPROVED FOR RELEASE: 0 


Saag aca eee - 


© 


shi React _ ee ROP SO Noes anolde ett 000e2 


Influence of the structural factors on conjugation phe- 
nomena. 1. Mobility ot hydrogen atome in various cyclic 
ketones. A. N. Nesmcyanov, LN. Rugsaney, kK. A. 
Pecherskaya, and Z. N- Parnes Cnst O gc. Chein., Mos. - 
cow). favst Akad. Nauk S.S.S.R., Otdet Khim. Noak 
1049, 502 7. Die, 6-Trimethylcyclohexanone cumpletely 
eachanges one Hf for a Patan after 70 hrs. at we oan 
enpiched HQ; cyclobesanone cirhanges 4 EE autour for 
Vy atvans in 40 fire, at ye? Spiro|4.4}deesa Bone oe 
changes betwcen fated 2 UE ators fur Bin TO hrs, at ue. 
So cachange takes plaice with carnphenilone ut camphor - 
aguante; this is captained by nonervistence of conjuy uien 
tetween the CO) group and CHE, whiels fellows fronts Hees 9 
tule. HH. Mobility of hydrogen atome is acetylacctone 
and ite cobalt and aluminum salts. A. N. Nesey anny, 
Kursanov, T. A. Smolina, and 2. N. Parnes. 
id. GON-000.-- CHsAcy kept 3) hrs. at 17° in HQ) ene, 
riched with 1,0 in the presence of (iorane showed et- 


change of 211 (within 13°) fue 2D. The Co alt and the 
Af salt show no entichment by D. The result is evphantted 
on the basis of imporsibility of conjugation of the tv suhnal, 
CH bond with CO due to perpencdientarity of the aves of 
the CH fink and that of the function of the CO gros, 
as well ae to Favorskil’s ule (c..4. 35, ange), whielt 
forbuts allere formation iv d-mcmber tings, GO MOK 
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Reaction of quaternary ammonium salte with ethers 
_ ON, Kursanov and UN. Setkina. Qokbady tbed 
‘suk SSSR. 6S, S87 Seon). -EOcCiLPh (lid gt 
S pebenaylpyridininin chloride after Oo tins at 
reacted ether and wat, cvhe 
jatic eat. gave b bene vipseadiar, 
WTew Mad) ld tg toad 
wide (1 goon 3 brs 
i Wad, be dest 
chlorite, Dae WE NWOCH, ye 
Lim fab, AOU. RAZZ Cb eCH, 
ah, win, ft OBE, PRETIS 
Phe Ct and Mudd ga 
PP HCH OD and 2546 ‘ ‘ 
ont, ag? Pn, L.teRoe. 
pyridinium chloride in Bo hrs. wt (woe cove Tt nt, 
PHOCHAL, ba. 107% and 8 af mnbvert # Ayden nlsphs ys 
methane, m. M225", and BS emethievdaphe mylene thane. 
Rs the acid ext. contained Pbensvlpyeriine, sdentitier! 
us the picrate, m. EIS". Phe tee of Phot tan the alse 
- gave 8.2% PhOCHAPh, and O'S sed $ hivelronyeh 
phenylmethane and the #-EtO deriv. 4s well as a hte 
PHhon. GM. Resalapotl 
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Erchange reactions and cleaveges in the quaternary ani- 
moaium salt group. VI. Reaction of aalts of alkoxymethy!- 
pyridinium with phenols. V.N. Setkina and D. N. Kur- 
aun. dared. Thad. Nauk SSSR. Otdel Khim. Nauk, 
1950, Mik, of. CE a2, Werk: 46, NITe.- PAemals and 
jalkonvenrth yl Vpovendiminot salt yichl, a» primary pralucts. 
phenyl albst fornials; acoumdary Pc.ictions yield datkyl furimal 
formals, phenolformaldehyde resins, and aliphatic alcs. see a an alkalinl sesia. Heatmg 4.5 g. PhUH ond 
‘The dialkyl formaly seact with ArOH, yielding ROH and F . vio SS brs. at 1-1)" gave 6a, Bull and 
the resins. (PhO)CHhy appears to react with pyriine- a i locmaldehyde tesa; 2-napbthol reacted similarly 
HCivivan ion-chain reaction mechanisin, yielding protonated ~ ane ing 3.0 g. POH and t0 g. didecy] formal 6 hrs. at [sO 
adducts which cleave into PhOH and PhOCH, ions, the Oxtin Nk. decyl le. INAS, ba ENG, aff 1Agts, ae 
latter carrying the chain reaction that yields tbe resin by OCI outed g. NaOU-insol. resin. The absence of (Ph- 
sucvesive adda. of HE ion, Ueating 43.2 g. 1(butory- keatine M1 the protucts ts esphanedt by the fullowing fact 
iethyl pyritinium chloride and 25.2 q. PhOW 70 min. to peat an formal 10 x.) with 2.5 @ pyndine-HCL 1 bes. 
Joe die? gave bg CS CHUOnCH, 14.6% BeOCHOVA, ; 195-202? gave 1.9K. NaOH sol. rin, 36% PhOH ‘i 
fey PET ne, dg LFS, yt DON, TWSS resin, catach wate tan 67g. resinous residue after distn. of the PhROH. <a 


stated) aint. of pyrkdine-TICH, (hee. at 10-8" gave 14% GoMOK 
ATCE (MOORCTE, same : 


decy! ale.. 30% 

P.aTSD, ye 8 aot, 87. 
VAEUS, lat GOSURN, ante 
raethybe snalog gave W20y 
vied MAT fest. 


give ues, 
stated yield of resin; 
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Effect of gtructurel factors 00 conjugation phenomens. 
111. Mobility of hydrogen atome in the dibenzoyimethane + 
agg D, N. Rursanov, ZN. A. Sinol- 

‘na. [evest. ‘Akad. Nauk 5.5.5.R., Otdeb Khim. Nauk 1950, 
12-17; cf. C.A. 4, 3017d.— Heating B 
enriched with 1,0 26 brs. at 19? gaye no 
fat in diovane-DAF an exchange of 1 HE ese 
10%; at 17? of 4? same tat aver tl 
changed, a at 160° alinoat 211 exchange ceUrs. PhyNul 

ikar results. Stearic acid, mynity ‘ 
1,0 alone, but of 


fractional exchange with 
attdn. of dio rly complete. 


results are interpreted 8s hei 
jnanly. of the given compoun 
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0 reaction’ ol the quaieraicy calic Gated of 


action of salts of 
- Ikyl ethers henols. ; 
Rnd Oe neon es re ean 
and VoON, Setkina Teves, Akad, Nauk ISS. 
Khim, Nauk 1950, 654-8; of. C.A.45, 82015, 
t decyloxyinethyl )pyridininn chloride wit 
WS fo 18-957 (scaled tube) gaye 99 BR. EE 
chloride, 4.6 &. deeyl ale,, Dey 125°, nye L379 
2g. PROCILO Calls, by 200-5, nip LAT6S 
and 7 g, (CrllyO“CT, by O30 AP nd dg 
soine $6.2 pg, INT) phenol formaldehyde FOSIn Was secure . 
from the reskdnes, (Butosyinethyt pyridinium chloride ; 
COV yr) with Dk ge MCOPh | hrs. at tag.39 Rave 1g ye, . 
BuOW, 11 (BuOCH, dyer 178 R28 by 62 ante 7. hrH, 
(0 cS a | 8. unknoacon Subtiance, Mey 45 TF amd 77 
Ke CWC ty nol-formpaldelsycte resitt, Hesting yaa a 
S (CuO y ith 3 ge PhOTDG tes. to ISA Le age y ". 


dees] ale, and 2G gs atid thie wag chistic at HOt, thes 
hardened on TEM pte Vise Heo t for of phere foun. 
thlehyde resin, fe ey Che psridininns ey tnleayay 
transetherif; Wye ygedy the pho ‘thers, vieltiog Sortaste, 
which avIUMES ie ond then Pele tN the Secnation af the 
poly merie resins. The Haction ¢f phenats Anel ab heise 
ethers With alts at Gove pyeidisines fon ates 
itnalogetny, GM. Roalipad 
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KURSANOV, D.N,, KABACHNIK, M,I,, KAVERZNEVA, Yo.D., PRILEZHAVEVA, Ye. N., SOKOLOV,N.D., [IM 
and FRLYDLINA, R, Kh. 


"The Current State of the Theory of Chemical Structure," Usp. Khin., 


19, No.5, pp 529-544, 1950 
Translation W-16104, 30 Dec 50 
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KURSANGY, D. N. 


N. N. Mel'nikov, A. 5. Zabrodina, D. N. Kursanov, and A, «, Ruzhentseva 


"S., S, Nametkin's Work in the Field of Petroleum Chemistry," Uspkhi kKhimii, Vol. NIX, 
No. 6, 1950, pp. 607-672 
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ON oe rer Fs One Geese 
Zopiskl AMaskao, Gasudarst. Unie. fac.” 36.4. 

: Mo, 132, Org. Khia, 7, 68-Gi(1950).—See CA. 44, 30174. 

cre | Bobility of hydcogen atoms in acetytecetone and cobs! 


+.) and efamingon ace tonates. A. N. Nesmeyasov, D oo ee 
oy NS Kucsauov, T, As Smolies, and ZN. Paraes. - Isid. ae son an Toca BLOW). CE e€- with 847 &- 
b2-G.—See CA. 44, 8047, IV, Reactivity of a-Ca! link a. 120-GO° (roe “dicta overaight, then treated with. 
: vr katanes of diferent coafgurstions, A. N, Nesmeyuuov diacana-SO1 tn (CHCl # anie EONS otrent, fitered and « 
K, A. Pechertkaya, «le Ne Nene yet. aq. BaCOy, bolle to pene! Ce eB trate, sak. ta HO and 
“t. CA. 45, Gica.—To Bt g. ecar-d-one 5 evapd, ete Bao Be Leslionst Toe 2A,E-trimethyel- ; 
oL. ByO was stawly added 14.7 ¢. powd. NaNHa after ware nifen * acid, walated as Ba salt, dihydec 


hoalug to expel all NHs, the sola. was treated with Se. 3 Phife. Campheayloae 
* ‘td. : - c is ad, in HO cand wart hfe. . HCE was 
fet, dita with HO, ead the org. Layes sepd. and washed: tenet with dioxane-SO:.E (2 2) wie ape OND 


dist. gave Q7% P-wucthytepicalsSidecau-6-ane (TE), br Saar: , : ¢ 
101-2", nif 14840, dee nate Tas (G ¢.) in BtO was treated with ice exaling, wit eretoped dong with cenn. of 
ireated with 7.44 g. diaxane-Be (t Et:O and after 2-3 min. aver © hes.; a Greve oir, mi. LUL-L2* (from CHCIpetr. - 

the colorless scla. was washed with NacCO; and distd. yield- 0.3 &. cere Teaction ot 2. 26-trimethyt-Leyclakexaneng 

ing OL g. uureacted material and 60% F-rama deriv, (1), ether). Sine each, Gemitrore deriv., Aecamnp, 113-13.5*. 

hr 100-1, 32 LS210, doe 1.3270, Sinillar cerction of 7 g. runt at 48-7" 176 oa 'to react with MeONQ. The luck of 

spirald Gitccan-G-one with U3 g. dioxare-Be gave 12% Camphenylon' his substance {s nicrited ta impossibility 

7-bromos pico! t ajdccan-G-ene, at. 47-8°, which decoraps. oa reactivity of this sit the CO and the adfcent Ci lik. 

expose to aie ylelding Be. #,2,6-Trintetkyl-t-cycla- conjugation hetweea the Si'® G, M. Kowlapof__. 

fgvauone, b. 178,5-0.6%, si 1.4493, with 6.5 ¢. dioxace- “£. 
itr stinitarly gave 80% G-bromca deriv., a. 37-8°, Cast- ‘ 

wots SO areny home failed, tg react with dloxane-Dr-nfter- 2 fs. — ---—~- rc 


retlusing in BuO. £ (3.40.¢.) and O.04 g. Mx fia Et 
Viclded a Grignard reagent whieh treated with COs gave \ 
61% methytspleodccarone, bs 85°, 88 1.4830. Addu. of : 
Ue v. CSCNE Ss): to 145 2. 7-romospiro[4.6}decatt-G-ore ; 
follawed by warming ted to 9 vigutous reaction which was : 
uccumpunied by gas evolution; treatinent af the ed 
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Recnerey and cleavage ceactions of quaternary ammonium 
aalts. VIE. Reaction with alcohols and phenols of aub- 
atituted ammonium aalis with a benzyl radical, VV. N- 
Nethina aid DON Kyrsanoy. drewat. Ahad. Nama SN N-K., 
ttdel. Nhem, Naud $991, 81-3; of. C0. 48, 0g, Mi, 
Quaternary ammonium salts contg. Henzyl radicals form 
with ales. of phenols bensvi ethers of the correspording ales. 
or products of exchange of the mobile Hof the p nols for the 
PhCH, group both in the OF group as well as in the orthe 
and para positions; with naphthols the reaction is predains- 
nantly nuclear substitution in the ortho and pana positions 
withrespect toOH. Heating 15g. PhCH:NMeyPhC! and 9 
x. AMOH S$ hrs. at 140-55° gave 6.4 g. PACH OAm, by L16- 
17°, d3¢ 0.0142, ctf T4851. Similarly, 13.4¢ l-benzylpyri- 
dinium chloride (1) and 10 g. CeltnOH & hrs. at 160-80" 
xave 7g. PACH VOC lin, Uae UT7-8*, dY9 O.REBE, wf BATT. 
SC ylOH (244 g.Jand 412g. bin 8 hrs. at 18) gavea wide 
Series of fractions: 1!°S unreacted naphthol, WO, Idensyl-2- 
hydrorynaphihalene, mi. UUT-11.5° (from 80% HCO, 
bas a 225-42° (crude), and 1.2 g. Calfw0, m. 180.5 9.0°, 


APPROVED FOR RELEASE: 03/13/2001 


"APPROVED FOR RELEASE: 03/13/2001 


whose structure ts unkieawn Subir, SN. be Ol 
and 402 ge Dan 6 furs gt D0 ae? gee A unreacted 
naphthol, 42° l-Aydroxy-d-hensylna pathalene, by. we 287? 11 
19.5%, and 24g. viecous oll ba lle ale, composed of ses 
ral products frum which an extn. with hgrome gave 1 x 
tyHiyQ, m. 727, entitied as Lavdrory 2, ddidensying pacha 
Yene. Heating IK.8 ¢. PhOH with 41g. fGhrs. at [sU-28)? 
gave 2505 PhOEL, se PROCHLPA, ww. G07, by 8-8, 
ISSS mixed isomeric Aeacyd ethers of benzylphemels, by 2) 
43°, NO. almost pure peAcasviphenel, m. BA", and 1S 
Mure doen viphrmis, Py he oo 43. Mi. Rosolapatl 
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KURGANCY, E. U, 


| : maid cee a) ae Bu Betsey Ue i = oe et ees 
é : : The mechanism of the, cv np reaction by means of 
4 feuterlum, I. yt Res L G Zatetkaie Z, a4: 
ae arnes, and 1) Z abt AY s 


i . ats, 2.0.0.0, 
. Ondel. ‘Khini. we A9SS, 519-29; ch. C.A. 48, W7Ice.— 
It was previously shawn that cyctization of 2-methyl-1,6- 
hexadlen-3-one in D-enriched HaPO, results in the entry 
‘of D into the cyclopentenone deriv., Indicating the cor- 
rvetness of the lonle nature of the reaction as proposred by 
> Nararov (C.A. 48, vibe in whict in the initial step D* - 
ndds to the terminal C of the allyl group, The location of 
the D in the product was now investigated. The dedtero- 
2,t-dimethyl-2-cyclopenten-l-one, obtained as described 
eee ahove, was ozonized, yielding HO,CCHMcCH,CO,H, 
which contalned substantially all the D that was present in 
the cyclopentenone, Thus the presence of D on the J-, . 
-2., 3-, of G-positions Is excluded. Oxidation of the cyclo- 
pentenone with ScO; gave D-free 2,4-dimethyl-2-cyclo- 
pentene-1 f-dione, m. O4-3°, Hence D must be present in 
+ the d-position, fe, the methylene group aGjacent to the 
carbonyl. This shows that the cyclization is entered not by 
1 CH: CHCH,COCMe:CHs, but by its lsomer, MeCH:CH- 
COCMe:CHs. No exchange of D occurs between the " 
.Syctopentenone deriv. and AcOH-AcOD._. __G.M, K. he 
fa 
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AID P - 1118 
Subject : USSR/Chemistry 
Card 1/1 Pub. 119 - 1/5 
Authors : Kursanov, D. N. and Voyevodskty, Vv. V. (Moscow) 
Title : Sone wewdata-on hydrogen exchange between organic 


radicals and ions 
Periodical +: Usp. khim,, 23, no. 6, 641-653, 1954 
Abstract 


Hydrogen exchange of free organic radicals and of organic 
cations 14s reviewed. Experimental data on the hydrogen 

exchange of carbonyl compounds with DoSO4 are compiled in 
a table. One table, 38 references (18 Russian: 1934-54). 


Institution : None 


Submitted : No date 
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: - > Finst, Org. Chem. “$f, U.3.S.R., Moscow). Daklady : 
Akad, Nauk 5.5.5.8. i, 69-72(1954).—-D-IE exchange "a3, 
‘ studied in the of satd. aliphatic ketanes in media coa-, 
taining HyS0, and. HsFOs enriched with D. The following, 
extents of exchatige, as percentages of exchange of) is 
lafl ali atoms [a the ketoacs, were found: {sn DSO. ; ; F 
'MeCOBu 99.5, cyctopentanedts 102.9, cyclohexanane 42.6; ; ey 
iin “PO. MeCOBa : 100.3, tanane 104.9, cycto- ~~ 
‘hexanone 100.0... The proof that the exchanged D atoms — 
iti by treatment of the D-; 


_ lwere Iocated In ‘a-positions was bad 
| exchanged ketones with Bz yicldiog the dihearel deriva, , 
{ 


ie 


which were devald of 1) content. Th 
hr, at room terap., those in D,:PO, for 44 hrs. at 


Cte CA 47s BSYfe _S: M, Kosolapodt../ 


i wo beere cut t 
: : _  ggont tenip- 
- Jean. 


wo gem nan atone 7 


APPR 
OVED FOR RELEASE: 03/13/2001 CIA-RDP86-00513R000927810003-1" 


a pbrROven FOR RELEASE: 03/13/2001 CIA-RDP86-00513R000927810003-1 


oS Sey ERS SAE ES RES AERC eb rae REL PRONE Sige wees Bt Rita toah he eet 


ony, | D. Ne 


Ss SS AEA A SR OO 


ussRhenistry 
Card : 1/1 


‘Authors st Lavrushin, V. F., Kursanov, D. N., Memb. Corres. of Acad. of Sc. USSR.; 
and Setkina, V. N. ne ESS AROS SEE < Gasca.) etiatint eh ask gate Sh ad 
Title ? Reaction of saturated hydrocarbons with sulfuric acid 


- Periodical Dokl. AN SSSR, 97, Ed. 2, 265 ~ 266, July 1954 


Abstract Experiments showed that saturated hydrocarbons absorb light in the rangs 
of very short waves thus indicating that the curves of their sulfuric 
acid solutions owe their origin to hydrocarbon-sulfuric acid reaction 
products. Since the absorption curves of hydrocarbons are analogous to 
each other and with the absorption curves of trimethylcarbinol it becomes 
evident that the nature of their reaction with sulfuric is also identic- 
al. It was also proven that the particles, forming during the reaction 
of hydrocarbons with sulfuric acid, are identical. Six references. Graph 


Inatitution Acad. of Sc. USSR, Inst. of Element. ~- Organic Compounds and the A. M. 
fo Gorkiy State University, Kharkov 


Submitted March 24, 195h 
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Physical chemistry 
Pub. 22 - 21/48 


Kurasnov, D. N., Memb. Corresn. of Acad. of Sc. USSR.; Setkina, V. N.; 


‘and Bykova, Ey V. 


About the intra-molecular effect of positive-charged centers on the 
proton mobility of H-atoms 


Dok. AN SSSR 97/5, 835-838, August 11, 1954 


“Phe: effect of positive-charged centers on the proton- mobility. of-hydro-.. 


gen-:atoms, is explained. The difficulties involved um studying the 
effect of a tri-covalent positive charged (oxonium) O-atom on the pro- 
ton activity of H-atoms, are discussed. The results of the hydrogen | 
interchange reactions are shown in tables. Four references: 3-USSR 
and 1-German (1933-1954). 


April 8, 1954 
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[cues ante: DN. ian 
ussnt/ Chemistry ~ Elemontorganic compounds 
Card 1/L Pub. 22 - 21/L0 


Authors : Parnes, Z. N., and Kursanov, DN, Nomb. Corresp. of Acad. of Sc. USSR 


Eek ss 
Title : Effect of substitutes on the mobility of hydrogen atoms of unsaturated and 
aromatic ketones 


Periodical +: Dok. AN SSSR 99/2, 265-268, Nov il, 1954 


Abstract : Experiments were conducted to determine whether the nature of the R radical in 
ketones has any effect on the mobility of hydrozens of the methyl groun oriert | 
ed opposite the carbonyl groun and whether the conjugations of the R radical ; 
and methyl groun with the carbonyl groun are independent from each other, It 
was found that the nature of the radical in ketones has a definite and cssen~ 
tial effect on the mobility of the hvdrogen atoms in the methyl group. The 
rate of the hydrogen exchanre increases with the increase in the electron-ac- 
centor characteristics of the R radical. The effect of the ethylene (or aro- 
matic) bond in alpha, beta position, yelative to the carbonyl group on the hy- 
drogen atom mobility in the case of an alpha-carbon atom oriented on the other 
: Side of the ca: vonyl group, is elucidated. Two USSR references (1949 & 1953). 
ables 


Institution : Acad. of Sc. USSR, Institute of Elementoorganic Compounds 
Submitted :. June 18, 1954, 
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ussR/ Chemistry ~ Analytica: chemistry 

Card 1/1 Pb. 22 = 32/63 

Authors ss 4-—s Seat-icina, V. Nes Plate, A. F.; Sterligov, 0. 9.3; and Kursanov, D. Ne, Memb. © 
Corres. of Acad. of Sc. USSR  eenemmniaatitinion snemeeiateaanal 

Title Possibility of adapting the hydrogen exchange reaction for the analysis of 
saturated hydrocarton mixture s 


Periodical 1 Dok, AN SSSR 99/by 1007-1010, Dec A, 1954 


Abetvact 1 Th characteristics af hydrogen eicchanes reaction and the possibility of 


applying this seaction for snalytical purposes were investigated, A com- 
puleory condition for the adaption of ths hydrogen exchange reaction for the 
“analysis of saturated hydrocarbon mixtures was found to be the attainment of § 
reaction aqilibrium, It was established that ths hydrogen exchange reaction J 
of aliphatic and alicyclic hydrocarbon mixtures containing from 5 to 7 carbon § 
atoms in the molecule begins within a period of 10 ~- 20 hrs. The results, °< 
obtained during the reaction of two-component saturated hydrocarbon mixtures, § 
are tabulated, Nine USSR references (1935-1954). Tables, 


a Institution: evenceessevce 
Submit ted: June 18, 1954 
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fiBxchange reactions and cleavage {a the group Of 4ussElemmmme HA CHOC Hi, be 70-70-5%, pe 0.0089, et? 1.4370, and | 
; saci al TX. ° Reaction of quaternary Soa" it “Iaibrapoxyinethyip ridittiumn chloride and Mee: 
( alcohols ; cou give 38.4% s10-PrOCHOCMer, tre 711-15 » des 
: 07 0.8223, wf? 1.3000, 40.0% (ieo-PrOhCils. and 215 (Mer 
Ucteto-r 2. topnouig ROHR) SY CONCH, Ine 77-0.8%, dee 0.600, At 1-082, Ue and Bese 
‘Teed. Akad, Naud 3.04.84 Se. eed. 1955. COM iu 17 hes. at 126" gave 8.9% (MaCOhCH, (87% Mer’ ; 
750-6; Bull, Acad, Sct. nin na aaa te COCH,OCHMeCaldy, ty 128-9") dha O.8551, WY 1.4204): 
7-72 Bust. Gacalation); cf CA. 46. t68h “Quaternary ad 44.156 MUL. Laud lert-AmoOMl ia 10 bre, at MO-18" . 
OT ane ceaaet 6 ROCHs group react with - gave I and CinOCHOCMeEt, ba 119.5-20.5° tha. ; 
ary and tertiary ales. with formation of formats. Thus, cyclo, 9103, nay LASKA. in combined yield of 26%. Calfur 
“hexyloxymethytpyeidiatar chloride (1) (30.64 g-) Aid 17.7 CH McOCH, Cl by 88-9", dn 0.9240, a a 
g. cycloheranal alter 6 hes, att ) a ae @ Ci tabne is OM sii ; i) 
(IL), biee RO, ds* 0.0716, Ro 12th al ¥e 40% Application of the Ball reaction Ah 
nelinaytiomalies (ied wear eso ile ay oe Sag Aaa Cag! 
(area ri Fee CHOH gave 24.9% (MeELCHOhCH, aims Be ee ae a apt 
by GU.6-G0.8", du 0.8472, ni? 1.4124, 52.0% McEICHOCHe ef al, CA. 4, SOG) far _oxidicle sg polyes pet 
OC, bye OG.E-101°, bee 0.0078, wif 1.4402, and 22.2% with activated BnOy to unsatd: eldehydes was pind to / 
Ih.’ Lund iso-PrOH gave 18.4% (iso-PrOhCHs, 62.2% #10- — ic ales. with the foliowis a tao. ie 
bazone of the corresponding aldehy wer): 
CHLOH, 22-45%, 2, 70, 216-16°, 3,4-CHOCHCHOH, ! ' 


35°. 2, 65, 177%, 2-HOGRACH,OH, 20°, 3, 60, 224°, fur-' 
turyl, 15-20*, 3.5, 40, 100-2°, 3-pyridyi, 31%, 1.5, 60, 212-- - 
14*/and 4-pyridyl, 35°, 3, 60, 213-15°. W.T.S. 
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19: was studied in 
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hyde 90, cy HCHO 2, eitrakd 
70, Mac eB. ‘The exchange 
takes place Me and methylene 
groups at the CS atom mai at the eC atom in 
satd. compas, (CE. CA. 48, 1055). G. MB nest 
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KURSHR CR DV 


C2 Lind ~ emp 2 
S.R. 165, 279-Bl 


Dokludy Akad. Nauk 5.3. 
1855}5 cf, CA. $7, S51f-—H-D exchange of several 
aie ek hydrocarbons with 0,80, was studied in exposures 
np (610.8 hrs. #-Ovtune gave 18-29% exchunge; d-methyl- 
heptane 100.1%; 2,3,f-tulmethylpentane &S-09% exchange. 
Exchange of 3-methy!-3-D-heptane with H,SO, resulted in 
cortsiderable enrichment of the acid with D and a corre- 
sponding loss of D by the hydrocarbon. The labeled hydro- 

* carbon was prepd. by dehydration of 3-hydroxymethyl 
heptane over ALO; at 400°, yitiding mixed octenes which‘ 
with HCl gave 3-<hloro-3-methylheptane, b, 46.5-6.8°, dao 
0.8773, nif 1.4322, which was converted to RAIgCl and this 
decompd. with DO; 3-methyl-3-D-heptane was distd. 
aud pusified by chromatograp®y ou SiQ,; the product used 
had nt? 1.3982. The exchange reactious were run in a 
shaker at roon: temp. G. M. Kosolapoff 
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KUDRYAVISEV, R.V.; ODTESEN, B.V.; KURSANOU, Dall. 


ic compounds. 

Determination of oxygen isotope content in organ 

Kudriavtsev, Zhur.ob.khim. 26 no.4:1035-1039 Ap '56. (MLRA 9:8) 
(Oxygen--Isotopes) 
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_ RURSANOV, DN. 
=  Tpdronen. sccuaias of carbonium ions with acids and hydrogen exchange 
of carbonyl compounds with deuterium oxide in an alkaline nediun. 
Ue. khim. chur. 22 00.1:34-37 '56. (MLRA 9:6) 
(Hydrogen) (Carbon compounds) 
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: Abs Jour : Referat -Zhur - whintye, Mo 3, 1957, T4Ls a 
Author : Kudriyavtsev, R.V., Ottesen, B.Ve, and Kursondvs Dall. 
Title : Determination of the Isotope Composition of Oxygen Lu 
Organic Compounds i 


Orig Pub: Zh. ogshch. khimil, 1956, Vol 26, No 4, 1035-1039 


Abstract : A method is described for ‘the destructive hydrogenation 
of organic substances for the purpose of determining the 
isotope composition of the oxygen in these substances; 
the hydrogenation is enrried out at 300° in an Hy etmos<t ; 
phere and over & Ni catalyst. At 300-009 there is no 
exchange between the walls of the tube, rade of Mo-glass, 
and Hp" The entalyst contains oxygen which can be exX= 
changed with the water vapor. In order to establish the 
equilibriun ror this exchange four passcs of vapor over 
the catalyst at 300° are sufficient. The error in the 
determination is 3-4 percent. 
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Abs Jour : Referat Zhur - Khintya, No 3, 195%, ‘Ca 
The nethod ennnot be used with substances which contain 


S, P, halogens, and other elements which will poison the 
entalyst, nor with substances which boil above 200°. 


"APPROVED FOR RELEASE: 03/13/2001 


Pate fs eo eat 


CIA-RDP86-00513R000927810003-1 


2 Z - t 
oS. ~ 


KURSANOY, D.N.; KUDRYAVISEV, R.Y. 
tell 
St of the hydrolysis mechanism with the ald of a heavy oxyaen 
estore: Part 1. Hydrolysis of ethyl propionate in an alkaline 
Zhur.obd.khim. 26 no.4:1040-1041 Ap '56. (MLRA 9:8) 
(Hydrolysis) (Oxygen--Isotopes) (Propionic acid) 


medium. 
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USSR/ Organic Chemistry - Theoretical and general questions 
of organic chemistry 


Abs Jour : Referat Zhur - Khimiya, No 4, 1957, 11570 


Author : Kursanov D.N., Parnes 2.N 
Inst : Academy of Sciences USSR 
Title : On Hydrogen Exchange Reaction of Cyclopentadiene : 


Orig Pub : Dokl. AN SSSR, 1956, 109. No 2, 315-318 


Abstract ; All 6 atoms of H of cyclopentadiene (I), under mild conditions (20 © 
hours, 20° , solvent: dioxane), in the presence of N, N'-dimethyl- alpha- 
pyridomimine, take part in the hydrogen exchange reaction (HER) with 
D,0. Under these conditions sylvane and cycloheptatriene do not under- 
go HER. Pyrrole exchange only the H atom linked to N. 

7? 


+ 

- BH BD en 

I +39 <> + BH; 4 wl + 5 er, + ao OX +B 
D,0 DHO D 


Ready occurence of HER in the case of I is due to the stability of the 
cyclopentadienyl anion, having an aromatic nature, and the delocaliza- 


Card 1/2 
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USSR/ Organic Chemistry - Theoretical and general questions E-1 
of organic chemistry 


< Abs Jour : Referat Zhur - Khimiya, No 4, 1957, 11570 


tion of the negative charge in the anion. The many times repeated esta- 
blishment of acid-base equilibrium of delocalization of the negative 
charge results in complete exchange of H atoms (see scheme). In neu- 

- tral and acid medium the HER of I does not occur. Ferrocene does not 
undergo HER with Dj0, which shows that the bond between Fe and cyclope- 
ntadienyl residue must be regarded as covalent . 


Card 2/2 
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USSR/ Organic Chemistry - Theoretical and general questions E-1 
on organic chemistry 


Abs Jour : Reforat Zhur - Khimiya, No 4, 1957, 11574 


Author : Setkina V.N., Kursanov D.N. 


Inst ; Academy of Sofences USSR 
Title : On Hydrogen Reactions of l.«Methyloyolochexanol-l with Phosphoric 
Acid 


Orig Pub + Dokl AN SSSR, 1956, 109, No 3, 562-554 


Abstrr t+ 3s A study was made of hydrogen exchange reaction (HBR) of l-methyloeyclo- 

hexanol-1(I) with DsPO, I undergoes H#R at -5 -0'» Content of D 
in I after the experiment was determined on the basis of excess density 

: of water of I combustion and that of the o-mbustion of msthyloyclche- 
xenes produced by dehydration of I with jodine. On HER of lemethyl- 
cyclohexene-1 (Ir) under the same ocnditions, IT is not hydrated to I 
and exchange of IT is considerably lower than that of I, therefore 
KER of I does not take place with intermediate formation of cyclo-ole- 
fin. On the basis of these data, and also the data of cryoscopic and 


Card 1/2 
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USSR/ Organic Chemistry - Theoretical and general questions E-1 
on organic chemistry 


Abs Jour : Refeat Zhur - Khimiya, No 4, 1957, 11574 


spectral investigation of solutions of tertiary alcohols in HSO, 
the conclusion is arrived at, that I forms with D3P0), a 
carbonium ion which undergoes HER. 


Card 2/2 
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KURSANOV, D.N.; VITT, 8.V. 
“So 
On the mechanism of the alkylation of alcohols by N-trisethyl- 
o -phenethylammonium iodide. Dokl, AN SSSR 113 no.3:607+609 
Me totes fod be cule (MLRA 10:6) 


1, Inetitut elementoorganicheskikh soyedineniy Akademii nauk SSSR, 
2, Chlen-korrespondent Akademii nauk SSSR (for Kursanov). 
(Alkylation) (Fhenéthylamine) (Ammonium compounde, Substituted) 
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KURSANOV, D.N.; BARANETSKAYA, N.K.; SETKINA, V.N. 


po ep eraction on benzylpyridinium chloride with lithium cyclopenta~ 
dienyl, Dokl, AN SSSR 113 no,1:116-119 Mr-Ap '57. (MIRA 1026) 


1, Chlen-korrespondent Akademii nauk SSSR (for Kursanov). 
2, Institut elementoorganicheskikh soyedineniy Akademii naul SSSR, 
(Pyridinium compounds) (Cyclopentadienyl) 
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Study of the mechanism of alkylation of phenols by N-trimethyl- 


o-phenylethylammonium fodide. 
Ap '57. 


Dokl. AN SSSR 113 no.5:1066-1069 


(MERA 10:7) 


SSSR (for Kursanov). 
1, Chlen-korrespondent Akademii nauk 
2. Institut elementoorganicheskikh soyedineniy Akndemii nauk SSSR, 


(Alkylation) 


(Ammonium compounds, Substituted) (Phenols) 
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SBTKUNA, VoNo; KURSANOV, D.N.; BYKOVA, To.¥, 


gan exchange reaction. Probl, kin, i 
(MIRA 1223) 


Carbonium ions in the hydro 


tnt. 9323-241 '57. 
(Carbonium compounds ) (Hydrogen--Isotopes) 


Most of the papers in thia collection were presented at the Conf. on 
Isotopes in Catalysis which took place in Moscow, Mar 31-Apr 5, 1956. 
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KURSALIOY, D.N.; SRIKINA, V-N.; VITT, S.V.; PARNES, Z.N. 


Study of reaction mechanism by the hydrogen exchange method, Probl, 
kin, 1 kat. 9:242-2lub '57, (MIRA 1123) 
(Chemical reaction--Conditions and laws) 
(Hydrogen-- Isotopes) 
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AUTHORS: Kursanov, D.N., Vol'pin, Me Ye, 62-11-12/29 
Akhrem, I. Ss; Kachkurova, I. fa. 


TITLE: Curtius! (Kurtsius) Rearrangement in the Series of Isomeric 
Cycloheptatrienecarbonic and Norcaradienecarbonic Acids 
(Peregruppirovka Kurtsiusa v ryadu izomernykh 
tsiklo eptatriyenkarbonovykh i norkaradiyenkarbonovoy 
kislot). 


PERIODICAL: Izvestiya AN SSSR, Otdelenie Khimicheskikh Nauk, 1957; 
Nr 11, ppe 1371-1378 (USSR) 


ABSTRACT: Here Curtius' rearrangement in the series of isomericA- 
cycloheptatrienecarbonic-(I), (R = COOH), f/ -cyclohepta- 
trienecarbonic-(11) (R = COOH), y’-cycloheptatrienecarbonic 
-(III) (R = COOH) acids are systematically investigated. 
It is shown that the rearrangement takes place under the 
conditions here existing without an isomerization of the 
migrating hydrocarbon radical. 

For the first time here 153,5-5 193,0- and 2,4,6- cyclo- 

heptatrienylisocyanate, norcaradienylisocyanate, Vy3959- 

1,3,6, and 2,4,6-cycloheptatrienylures, norcaradienylurea, 
Card 1/2 N-phenyl-N'-1,355-5 1,3,6- and 2,4,6-cycloheptatrienylurea 
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Curtius' (Kurtsius) Rearrangement in the Series of 62—-11-12/29 
Isomeric Cycloheptatrienecarbonic and Norcaradienecarbonic Acids. 


ASSOCIATION: 


SUBMITTED: 


AVAILABLE: 


Card 2/2 
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as well as N-phenyl-N'-norcaradienylurea were produced 
synthetically. The absorption-spectra in the near ultra- 
violet area (25000 - 50000 eae) of 22 derivatives of 


the cycloheptatriene and norosradiene were investigated. 
It is shown that in the series of norcaradiene-derivatives 
(IVR = COOH, coocl, CONH, , NCO) the three-termed cycle 


transfers the linking similar to a double bond. There are 
5 figures, 1 table, and 14 references, none of which is Slavic. 


Institute for Element-Organic compounds of the AN USSR 
(Institut elementoorganicheskikh soyedineniy Akademii 
nauk SSSR). 

July 2, 1956. 


Library of Congress 
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AUTHORS: Vol'pin, K.Ye., Akhrem, L365 Kursencv, DJ. 62-1 2~20/ 20 

TITLE: Letters to the Editor (Pis'ma redniktom) 


New Reactions cf Tronyl Salta (Novyye reaktsit soley tropiliya). 


PERIODICAL: Investiya AN SSSR CtdeleniyeKhimicheskikh Neuk, 4957, Nr 12, 
pp. 1501-1502 (USSR) 


ABSTRACT: It was shovm that the salts of oyoloheptatrienyl very easily al~- 
kylate the compounds with mobile hydrogen. Tropy] salts react with 
the same ease with various aliphatio aldehydes. Aliphatio and aro- 

if mtio ketones vhen heated also enter 4nto reaction with the salts 
of tropyl. The latter easily alkylates numerous aromatic compounds. 
Propyl differs from the other simple esters by the fact that it 
alkylates the esters of 2,-keto acids, 3 -diketones, and 3 -dicar 
bonic acids easily in the cease of soft concitions. Thus, oyclohep- 
tatrienylacetine acid ester 4s formed with aceto acid ester. The 
tropyl salts cals | attach thesselves to the compounds with acti- 
vated short bends (like vinyl esters, cyclopentadien, phenyl ace- 
tylene, and others). The reactions investigated offer new possibil- 
ities for the synthesis of the derivatives of ayaloheptatrien and 

Card 1/2 tropyl. There are i, references, 5 of shich are Slavic. 
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Letters to the Editor. New Reacticns of Trooyl Salts 62-12-20/ 


ASSOCIATION: Institute for Elemental-organic Compounds AS USSR (Institut 


eLementoorganicheskikh suyedineniy Akademii nauk Suck). 


SUBMITTED: Ootober 9, 1957 
AVAILABLE: Library of Congress 


Card 2/2 1. Tropyl salts-Reactions 
USC OMM-DC-54782 
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t by means of 
Studying the mechanism of pinacolone rearranges? 
deuterium exchange, Zhur, ob. khim, 27 no 3268-671 Mr P96) 


1, Institut elementoorganicheskikh soyedineniy Akademii nauk SSSR, 
(Pinacolone) (Deuterium) 
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BK URSHNEY, DN. 

. VOL'PIN. M.Ye,; ZHDANOV, Bo Le RUNS AN edladiomee 

Hew tropilium salts, Tropilium ion polarography. Dokl, AN SSSR 112 
no.2:264-266 Ja '57. (MIRA 10:4) 


1. Chlen~-korrespondent AN SSSR (for Kursanov). 2. Institut elemento- 
organicheskikh soyedinenly 4 Institut fixicheskoy khimil Akademii 


nauk SSSR, 
(Cycloheptatr ienyl) 
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T has a dipole moment of 9.7 BD. The structure of I ap~ 

. pears to be 2 bipolar ionic structure with a cyclopentadieny! 

ring on the Z-atom of pyridine, the N carrying a pos. charge 

_ 2a moppvee yt ree Fer 2 eneeer pate : 

ome 2 of 2 6-dichlaro derivatives of ins. ! 
Ne Fathonter (8. Ordzhonikidze A Unio Chem.- 

- Research Inat.. Meeram). Neblide dhed Marche! 
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" AUTHOR KURSANOV D.N.,Corresponding Member of the Academy KOCK 
“VOLPIN W.Ye. 20-2-27/ 6? 
TITLE A New Method For Production of Tropilium And Metatropiliua 
Compounds. 
(Novyy put'polucheniya soyedinenely tropiliya i metatrepiliya 
-Russian) 
PERIODICAL Doklady Akademii Nauk $85R,1957,Vel 113,Nr 2,pp 339-342 (u.S.S.R.) 
Received 6/1957 Reviewed 7/1957 


ABSTRACT At present twe fundamentally different ways of producing the 7- 
tern aromatic tropilium-system are knwon: 1.method: tropilium- 
dibromide (including small quantities of galts of the carbexyl- 
trepilium) is obtained by separating HBr dibromal cycloheptadie- 
ne. 2.method: This method is based on the slight isomerization ef 
a norkadiene-system inte a trepilium-system. However, it would 
doubtlessly be interesting to investigate the possibility ef a di- 
reot transition from the oysloheptatriene-systen (IV) (trepilide- 
ne) with 3 double bonds to the aromatic tropilium-syatem. A con- 
jugation of all of the six double bond-"-electrons must be possib~ 
le which is realized in consequence of the separation in any way of 
a hydrogen atom together with an electron pair from the CH,-greup 
of the cycloheptatriene and then at the same time the transition ef 
the 7th carbon atem from the ap -hybridization condition into the 
ap*- hybridizatien condition must be possible, which would lead to 

Card 1/3 the formation of the aromatic tropilium-systen. Here a nonbenzeid 
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A New Method For Production of Tropilium And XE, 
Metatropilium Compounds. 20-2-27/ 67 


aromatio system on-electrona would develop. When studying this di- 
rect transformation from cyclopentadienes inte tropilium salts 

the authors investigated the influence of a number of eleetrephi-~ 
le reagents, strong acids, oxidation agents, haloid derivatives 
etc. on tropilium salts. On the occasion of an influence of cen- 
centrated sulphuric acid on cyoleheptatrienes an exothermic reaa- 
tion accompanied by formation of resin develops. However, a tro- 
pilidene oxydation together with formation of censiderable quan- 
tities of tropilium salts (16%) takes place. Acids witheut any 
oxidizing properites (concentrated phosphoric acid, hydrechleris 
acid) do not lead to a formation of tropilium. Concentrated ni- 
tiric acid reacts very turbulently with oycloheptatriene, and small 
quantities of trepilium develep. Other exidatien agents in acid 
media effect a slighter or stronger transformation ef oyolehepta- 
triene inte tropilium (Cr0, - 14%, $00,-7% yield of tropilium salt). 


Phosphorus pentachloride very slightly reacts with eycleheptatrie- 

ne at normal reom tomperature. Tropilium chleride develeps and 

PCl-e is reduced te PClz. This reaction can serve as & goed pre- 

paration method for producing tropilium salts. It is better te 

prepare tropilium as a mere continuous, net very hygroscepic,not 
Card 2/3 easily soluble perchlorate, chloroplatinate or iodide. The same 
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methed is applicable for the preparation of methyltrepilium salts 
(11, R=CH ) by the influence of phospherus pentachloride en nethyl- 
oysloheptatriene. On the ether hand neither phesphorus trichleride 
nor phospherus tribromide is able te effect this transformation. 
Similar to the reactien with phosphorus pentachloride the other 
proceeds with suluryl chloride. 25% treopilium salt develep with 
consideraole resinification. Thienyl chloride does not react with 
cycloheptatriene. In the experimental part experimental condi- 
tions are assoribed in detail. 

(With 6 citations from publications). 
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KURSANOV, D.N., corresponding member of the PA - 3157 


—Koadeny of Science and VITT, S.V 


On the Mechanism of the Alkylation of Alcohols by N-Trimethyl- 

a- phenethylammoniun iodide. Z 

(Issledcvaniye mekhanizma alkilirovaniya spirtovpodistym N-trie 
netil-a-fenetilammoniyem - Russian) 

Doklady Rkedemii Nauk SSSR,1957, Vol 113, Nr 5, pp 607-609, (U.S SR.) 
Recoived 6/1957 Reviewed 7/1957 


fhe alkylation of methyl-, ethyl- and H-butyl alcehols was inve- 
stigated with the optically-active salt of d-N-trimethyl-a-phene- 
thylammonium. It was found that in all cases investigated the ethera 
ontained had no optical activity. It remained unclear, however, 
whether racemization takes place with alkylation or in the ini- 
tial salt of ammonia as a result of heating with alcohol at high 
temperatures. In order to clear this up, reaction was carried out 
4n such a manner that the deNetrimethyl-a~phenethylammoniun iodide 
did not enter intc’rcaction as @ whole. That part, which did not 
enter into reaction was then separated from the salt mixture by 
fractioned crystallization. It was found that the separated salt 
retained nearly its entire original optical activity, whereas the 
a-phenethylmethyl ether obtained showed no optical activity. From 
the data obtained it oan be seen that the alkylation of alcohols 
with H-trimethyl-a-phenethylammoniun takes placeby the formation 
of a-phenethyloarbonium, i.¢- 4n accordance with the asynchronous 
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AUTHOR KURSANOQY D.N.,Corresponding Member of the Acadeny 20-5-34/67 
VITT S.V. 
TITLE The Study of the Mechanism of Alkylation of Phenols by N-tri- 


methyl-a-phenylethylammonium fodide. ? 
(Issledovanniye mekhanhz ma ajkilirovaniya enolov dodistym 
} N-trimetil-a-fenetilammoniem -Russi_an) 
PERIODICAL Doklady Akademii Nauk SSSR41957,Vol 113,Nr 5,pp 1066-1069(U.S.S5.R.) 
; Received 7/1957 Reviewed 8/1957 


ABSTRACT A number of research workers already studied the alkylation of 
phenols and phenolate anions which contain a benzyl- or substi- 
tuted benzyl radionl. It was found that on the occasion of in- 
teraction between chlorid-N-benzylpyridiniun and phenol a mixture 
of C- and O-alkylation products is produced. It ought to be belie- 
ved that tnis reaction,like other alkylation processes previously 
studied belongs to the heterolytic reaotions of the substitution 
of the Sn type. Phenol alkylation shoud develop either according 
to the synchronous mechanism A or to the asynchronous mechanism B, 
the latter including the intermediate formation of a free carbo- 
nium ion.The authors investigated the interaction between iodine- 
N-trimethyl-a-phenathylammonium and resorcin and fluoroglucin.Du- 
ring heating of these phenols with ammonium salt a substitution 
of the hydrogen atoms of the phenel kernel by a-phenethylradical 
(C-alkylation reaction) takes place at 150° and more.The same al- 

Card 1/2 kylation of the two above phenols through the optically active K- 
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The Study of the Mechanism of Alkylation of Phenols 
by N-trimethyl-a-phenylethylammonium iodide. 20-5-34/67 


trimethyl-a-phenethylammonium was carried out at 155-175° with 

an abundance of the corresponding phenol. If the reaction deve- 
lops according to schedule A, the produced a-phenethylphenols 
must be optically active, in the other case (B), they must be 
inactive. It was found that the a-phenethylphenols are optical- 
ly inactive and also the a-phenylpropion acid produced from their 
oxidation. Herefrom it may be concluded that in phenol alkylation 
ammonium decay first to the accompaniment of the formation of 
a-phenethyloarbonium. The latter reacts with phenol and there- 
fore reaction develops according to (B). This was also confir- 
med by the reaction with deuteroresoroin instead of resoroin. 
Reactions, methods,yields, etc. are described in detail. 

(With 6 Slavic references). 
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AUTHOR: KURSANOV, D.N., VITT, 9.7. 20-6-27/59 
TITLE: The Study of the Mechanism of the Alkylation of Amines by H-Tri- 


Methyl-a-Phenylethylammoniun Iodide. 
(Isseledovaniye mekhanizma alkilirovaniya aminov yodistym N-tri- 
: metyl-a-fenetilammonien,. Russian). 
PERIODICAL: . Doklady Akademii Nauk SSSR, 1957, Vol 113, Nr. 6, pp 1283 - 1285 


(u.39.8.R,) P 
ABSTRACT: It is known that the ammonium salts of the type Ar---CH---N= 


oan alkylate primary and secondary amines by the transfer of the 
radical ArCH, from one nitrogen atom to the other. This process 
is also interesting by the fact that in this reaction the initial 
and final products belong to the same vlass of compuunds: 

| 


Rf f $2 —av—Paa+ is 


The mechanism of this reaction remains uninvestigated. The authors 
investigated the alkylations of piperidine and morpholine by the’ 
optically active N-trimethyl-a-phenylethylammoniun dodide. This 
reaction can develop either acoording to a synchronous or according 
.to an asynshronous mechanism with an intermediate formation of a 
free carbecnion. In the first oase the developing N-a-phenylehtyl- 

Card 1/3 piperdin has to de optically active. In the second case (with car- 
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oon ion formation) the optically «ctivity would be lack-n, at 
was found that in the substitution process this activity of the 
phenyléthylradical is conserved: the N-a-phenylethylpiperdine ob- 
tained from the d-saltfturned to the right side whereas the N-a-phe- 
nylethylmorpholine resulted from the l-salt turned to the left. 
Therefore the reaction passes according to a synchronous mechanisn. 
It was necessary to determine the configuration of the leftturning 
substance. In so far as in the here applied reaction the asymmetri- 
cal centre ig not concerned it can be stated that the leftturning 
substance belongs to the l-series. From this it results that in 
the case of the mentioned reaction with piperdine (and obviously 
also with morpholine) the inversion of the reversal of the a-phe- 
“nylradical takes place. Since in the case of heating of longer du- 
ration optical purity was reduced, a secondary reaction of the 
symmetrical substitution seems to have taken place. Apparently the 
repetition of thia process is bound to lead to ramification. In 
the experimental part the reactions with yields and constants are 
Care 2/3 described in detail. (4 Slavic wee vonges) 
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Isotopes and Radiation in Chemistry, Collection of papers of 
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Radiation in National Economy and Science, Moscow, Izd-vo AN SSSR »1958, 380pp. 


This volume published the reports of the Chemistry Section of the 
ond AU Sei Tech Conf on Use of Radioactive and Stable Isotopes and Radiation 
in Setence and the National Economy, sponsored by Acad Sci USSR and Main 
Admin for Utilization of Atomic Energy under Council of Minigsters USSR 
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: eae gh oe 
TITLE: The Case of a Retarded Hydrogen Exchange in the > N-H Group 


(Sluchay zamediennogo vodorodnogo obmena y gruppe > N-H) 


PERIODICAL: lzvestiya Akademii nauk SSSR, Otdeleniye khimicheskikh nauk, 
1998, Nr i2, pp 1493-1494 (UssR) 


ABSTRACT: In this brief Teport the authors mention that the isotope ex- 
Change of hydrogen in the NH~group of dimethyl] carbethoxy 
Pyrrole takes place comparatively slowly. It turned out to be 
possible to measure the kinetics of this Teaction at different 
temperatures. The velocity constants were calculated by a first 
order equation. The experinents were Carried out at 12, 15, 20, 
is aa ee ee 1.07.7074; 

“4. tq 99 20 
Ko5 = 2.21.10 in sec . Apparent activation energy = 25500 
val. The retarded hydrogen exchange which took place in this 
case is interpreted from the viewpoint of the theory developed 
by A, I, Brodskiy. There are 2 references, 1 of which igs Soviet, 
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The Influence Exertcd by the Nucleo; hilia of the Anien Upon the 
Nuture of Linkage in Vropilium Compounds (v1 ten nukleofiltsosti 
aniona na kharakter svynzi v sojedineniyekh tropiliye) 


Zhurnal Obshechey Khinii, 15590, Vol. 28, Ur 2, py. BBu = 333 (UssR} 


A number of salts of the arouatic 7-aeiber ection of cycloreptatri- 
enyl (tropiliun) was recently »roduced (references 1 to 3). “hey 

are all salts of stk aie acd strong acids (X = Cl, Br, J, ¢10,, : 
PtCly, B(C,H ),, NCC). On the otuer hand the tre;iliumoxide, udth- . 
oxytropilini, tropiliuna cyenice, tropiliumthioether (references 1 

and 2), where the X is an anion of sufficiently vw. J: ueids, are 
covalent compounds of type (II). Here snd cuz ther the authors leave 
open the svestion whether the covalent tropiliuna dceriv-tives nos- 

ses33 u cycloheptatriene- or norerdiene structure (cf. reference a). 

The authors wade it their tak to ueternine the veindary were the 

ionic coupound C.AU,4+X” transforns into the cov. lent oe ound CLHL- 
-X, sor this purbohe they gynthevived tropili or! T 
ucetic and vensoiec acida (ik, = 1, Lee OG a, Au a the 
tropilinm acetate ay tie tropdldvia ocnsonte Cree Goaue-b dy ae cyclo- 
heptatrienylacetate “nd -bennonte) vroved to be ty ic lly covalent 
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cbeneenbo were aoe do by uetns ef acl laticn o- tro, iliva oxide 

(Sik Vers ste tricny zt) with vorrecpensin ; seutie arc  DCneoie 

wphodvides. Lhis netic: Gf ether production 06 hive Uite o sence 

rui iiportaunee. The atteapts to produce tropiliua sectrce wy Tedd 
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SOV/20-120-4-34 67 
AUTHORS: Setkinsg, V. N., Kurgssnov, D. No, Qorre sponding Member , 
Academy of Sciencés;--USSR-. 


eee 
a 


TITL&: Hydrogen Exchange Reactions of 4lkyl Chlorides Yith Hydro- 
chloric Acid and of Tertiary Butyl Alcohol “hen the Hydroxyl 
is Substituted by Chlorine (0 reaktsiyakh vodorodnogo obmena 
alkilkhloridoyv g solyanoy kiglotoy 1 tretichnogo butilovoge 
spirta pri zamene Aidroksila na khlor) 


PERIODICAL:  Doklady Akademii nauk SSSR. 1958, Vol. 12c, Mr 4, Pp. 801-804 
(ussR) 


ABSTRACT: The reactions of tertiary aliphatic alcohols with a saturated 
HCl solution proceed very rapid? and practicelly irreversibly 
under the formation of alkyl] chlorides, Reliable date on the 
mechanism of this reaction sre lacking in Dublications. It 
might be assumed that the mentioned reaction proceeds accord- 
ing to the carbonium-ion-meohanism, The authore attempted 
to decide whether in Connection with it an exchange of hydro- 
een takes place , They have found that the number of hydrogen 
atoma exchanged for deuterium corresponds only to the number 

Card 1/3 of «hydrogen atoms. For this purpose the reaction of tertiary y 
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30V/20-120-4-31/67 
Hydrogen Exchange Reactions of Alkyl Chlorides With Hydrochloric Acid and 
of Tertiary Butyl Alcohol When the Hydroxy] is Substituted by Chlorine 


butyl alcohol with a Saturated HCl solution was investigated, 
The solution wag enriched by deuterium. The rapidly formed 
tertiary butyl chloride contained only a s2cll smount of 
deuterium. During a further contact between chloride and 
deutero-chloric acid this amount incr2ased (Table 1). Other 
tertiary chlorides behaved in the same waoye A primary alkyl 
chloride, that is to Say, butyl chloride did not enter the 
reaction under the same Conditions (Table 2). Numerous in- 
vestigations (Ref 4) of the mechanism of various solvolytic 
reactions of tertiary halide alkyls showed that all these ‘ ‘ 
reactions proceed according to the S,4-mechaniem. Their veloci-. 
ty is determined by the ionisation velocity of tertiary 
halogenides, Obviously the mentioned reacticn with deutero- 
chloric acid is a special case of solvolytic monomolecular 
reactions. Thus it may be concluded that the initially men- 
tioned hydrogen exchange reaction of tertiary alkyl chlorides 
is connected with their capability of being ionizeble ina 
HCl solution which as is known has a high dieiectri: constant. 
The result of the ionisation of chlorides is their hydrogen 
Card 2/3 exchange. The phenomenon that only a--hydrogen atoms of the 
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Fylvogen Exchange Reactions of Alkyl Chlorides With Hydrochloric Acid and 
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chlorides take part in thia Process can be explained by the 
impossibility of migration of the carbonium center alonr the 
hydrocarbon atom chain. This is impossible because of an 
electrostatic attraction of this center by anions or as a 
result of the influence exerted on the carbonium carton he 

the solvate shell. In this reaction the carbonium ions ere 
either not formed at all or they are so short-lived that they 
have not enough time to be exchanged for the acidous deuterium 
donors, The first assumption is more probable (Ref 5). There 
are 2 tables and 5 references, 1 of which is Soviet, 


SUBMITTED: February 21, 1958 


1. Hydrogen--Exchange reactions 2. Alkyl chlorides--Exchange reactions 
3. Hydrochloric acid--Exchange reactions 4. Butancl--Chemical 
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AUTHORS : __Kursanovy, Da N., Bykova. Ye. V.. Sov /62-58-7-2/26 
Setkina, V. N. 


TITLE: Hydrogen Exchange in the Process of Heterolytic Reactions. Ex- 
change of Hydrogen Atoms by the Substitution of Iodine in Alkyl 
Iodide(Vodorodnyy obmen v protgesse geteroliticheskikh reaktsly. 
Obmen atomov vodoroda pri zameshchenii yoda v yodistykh alkilakh) 


PERIODICAL: Izvestiya Akademii nauk SSSR. Otdeleniye khimicheskikh nauk, 
1958, Nr 7, pp 809 ~ 813 (USSR) 


ABSTRACT: In the present paper the results obtained in the investigations 2 
of some reactions of the nucleophylic iodine substitution in 
alkyl iodide are described. The possibility of using the reaction 
of hydrogen exchange in the study of the mechanism of hetero~ 
lytic reactions was investigated. Furthermore the hydrogen ex- 
change was investigated in the following cases; a)In the hydro- 
lysis of tertiary alkyl todide by water enriched with heavy 
hydrogen (deuterium), b) In the exchange of iodine atoms in 
alkyl iodide with a 56% H J enriched with deuterium. It was 
found that the hydrogen urchange in C-H bonds occurs in such 

Card 1/2 reactions where according to the data supplied by kinetic inves~ 
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Hydrogen Exchange in the Process of Heterolytic SOV /62~-58-7-2/26 
Reactions, Exchange of Hydrogen Atoms by the Substitution of Iodine in Alkyl 
Iodide 


tigations they take place according to the monomolecular 
mechanism. It was shown in detail that the hydrolysis of 


tertiary lodides(C ,HyJ and CoH, J) and the iodide exchange 


in tertiary todides are accompanied by hydrogen exchange 
reactions, if the hydrogenechaye dees not take place in the 
reaction of the iodine exchange in secondary and primary iodides. 
This tends to show the bimolecular mechanism of these reactions. 
There are 2 tables and 30 references, 15 of which are Soviet. 
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62-58 -3-15/50 
AUTHORS: Kursanov, D. Ne. , Baranetskaya, N. K. 


TITLE: y-Benzylpy ridine-lM=Cyclopentadienylide ( y-benzilpiridiniy- 


-N-tsiklopentadiyenilid) 


PERIODICAL: Izvestiya Akademii Nauk SSSR, Otdeleniye Khimicheskikh Nauk , 
1959, Nr 3, pp. 362 ~ 363 (USSR) 


ABSTRACT: three representatives of a new class of bipolar compounds 
(which contain a negatively charged cyclopentadienyl group) 
were already earlier described by the authors, It was now 
interesting to synthesize the above-mentioned compound, 
where (in contrast to the ilide) the ammonia nitrogen is di- 
rectly connectea with the negatively charged group. On that 
oveusion the same method was employed which Lloyd and Smizun 
employed in the synthesis of piperidine-cyclopentadienylide. 
the compound synthesized by the authors of this report pos- 
sesses all properties similar to the ilides (see the diagran 
on absorption in the ultraviolet spectrel region. There are 

Card 1/2 1 figure and 5 references, 2 of which are Soviet. 


APPROVED FOR RELEASE: 03/13/2001 CIA-RDP86-00513R000927810003-1" 


"APPROVED FOR RELEASE: 03/13/2001 CIA-RDP86-00513R000927810003-1 


> 


Ee ee -2 7 7 ane 


'- Ben zy lpyridine-N-Cyclopentadienylide 62-58-3-19/30 


ASSOCIATION: Institut elementoorg 
SSSR 
(Institute for Elementals orvanic Compounds, AS USSR) 
SUBMIV?ED? Octover 12, 1957 


anicheskikh soyedineniy Akademii nauk 


Card 2/2 


sega 


APPROVED FOR RELEASE: 03/13/2001 CIA-RDP86-00513R000927810003-1" 


"APPROVED FOR RELEASE: 03/13/2001 CIA-RDP86-00513R000927810003- 


RAS EKA PIG oak see Rede reise SORA aS 


x 


gi eo os 


FCA SAE 


719-2-28/54 
AUTHORS: Parnes, Z. N., Vitt, 5. Ve y Kursanov, D. Ii. 
TITLE: An Investigation of the Isomerization of Pinacoline by the Method 


of Traced Atoms (Issledovaniye izomerizatsii pinekolina metodon 
mechenyh atomov) 


‘ PERIODICAL: Zhurnal Obshchey Khimii, 1958, Vol. 28, Nr 2, pp. 440 - 415 (USSR) 


_ ABSTRACT: At present different researchers found that the aliphatic carbon 
; ions (iony karvoniya) enter into a reaction of hydrogen exchange 
with acids. The hydrogen atons are exchanged with the curbon atons 
close to the carbon enter (references 1 - 3). It vas also shown 
that the carbon oenter of the carbon ion which was formed by the 
action upon carbonyl compounds by sulfuric or another stiong nuine- 
ral acid (at O°C) is incapable of migrating, in contrast to the cur- 
bon ion which was obtained from the hydrocarbon with a tertiary car- 
bon atom. Thus in the interaction of ketones , aldehydes, curboxyl- 
ie acids with DSO, or D,PO, the hydrosen exchange only takes place 
in those hyd me 4 4 ase “ xet ‘ 
2 hydrogén dtons that are at Cy. But cases of Ketone igo- 
merization ure known (references 4 - a wnich are ex?-luined by a 
displacement of the carbon center. Barton and Pcrter (reference 6) 
recently mst exactly proved that the oxysen 2tem does not go over 
Card 1/3 from one curbon to another in the ketone isomerization, but that 
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79-2-23/64 
An Ivwestigution of the Isouerization of Pinacoling by the Method of Traced Atons 


bites the hydrocarbon radicals migrate, For confirming this si tua- 
tion they used ditertiary butylketone (III) which contains C'4 in 
the carbonyl sroup. It seemed interesting to the anthors te investi- 
gate the interaction of pinacoline (V) with deuterosulfuric acid 
under the same conditions under which the isomerization of the 
above-mentioned ketones (reference 6) takes place. The isouerizu- 
tion of pinacoline assuned in this connection cannot be determined 
by the usual chemical methods, as the reaction product is not dif- 
ferent from the initinl product; but by means of labelled atoms it 
4 was hoped to discover it. On the basis of duta on the regrouping 
of pinaadline (reference 9) it must be reckoned with the fact that 
the ion (VII) either only exists for such a short tiae that it 
cannot warkedly enter the hydrozen-echange reaction and that the 
regroupin,; takes place synchronously, i.e. without forming oa free 
ion (VII). But the ions (VI) and (VII) uust easily enter the hydro- 
gen reaction. Due to the reversability of the isomrization react- 
ion all hydrosen utoms of pinacoline must finally be exchanged. 
On the basis of the data jsiven it may be supposed that the hydro- 
gen exchange in the hidden isonerizition occurs as a consequence % 
of a regrouping or methyl groups and is independent of the disalace- 
ment of the carbon center. Sumiary: 1) ‘whe interaction of pinaco- 
Card 2/3 line with deuterocufuric acid was investijated under the conditions 


APPROVED FOR RELEASE: 03/13/2001 CIA-RDP86-00513R000927810003-1" 


"APPROVED FOR RELEASE: 03/13/2001 CIA-RDP86-00513R000927810003-1 


par ieee ay SeeMR ET aD cite ere AcE. bP aT. 


‘rf 


aaa 


eo ies ba eratten Mtg ie yh SAS tes PEP Eee DEE Ese Eso 


SOURIS. 


nN 


79-2-25/64 
An Investigation of the Igonerization of Pinacoline by the Jetiod of Praced Atoas 
of the xetone isonerization. It was shown tid unter these condi- 
tiony pinacoline exchanzes the hydrogen atous in the tertiary bu- 
tyl group against deuteriun. 2) The mechmisia of the reaction of 
deutero-exchange und pinacoline-isonerization were investizated. 
i there are 1 tuble, and 9 references, 4 of which are Slavic. 
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30V/ 20~120-3-26/67 
AUTHORS ; .Kursanov; ve Ne, Corresponding Member, Academy of Sciences, 
USSR, Vol'’pin, Me feo, aAkhrem, I. &. 


TITLE: The Heaction of Tropylium Salts With Viny] Ethers and Mercury 
B-Chloroacetaldehyda (Reaktsiya soley tropiliva s vinilovymi 
efirams i 8+khlormerkuratsetal ‘degidom) 


PERIODICAL: Doklady Akademii nauk SSR, 1958, Vol. 120, Nr 3, ops 531544 


(USSR) 


ABSTRACT: & oharacteristic property of the stuble aromatic cation of 
cycloheptatrienylium (tropylium) is represented by its ca- 
pability to react with nucleophilic reagents. (Ref 1). 
was to be expected that the electrophilic vroperty of the 
tropylium cation is sufficient also for a reaction with more 
weakly nucleophilic reagents, as vinyl ethers. This actual-~ 
ly was the case, as the tropylium salts reast with simple 
vinyl ethers in aqueous or alcohol solutions even in the 
cold under a self-heating. Thia high reactivity is a result 
or the infiuence of tie electron-donor etrer group, Vompounde 
Card 1/4 with isolated or conjugated double bindings, however, without 
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The Reaction of Tropylium salts With Vinyi «thers and vercu.y g-chlore- Yb 
acetaldehyde 

uctivating substances (us, for example, methyleyclohexene, 

eyelcheptatriene and others), or witn electron accepting 

substituents (cinnamie acid, acrylic acid, acrylonitrile, 

chiorontlyl and others) do not react with tropylium salts 

under identical conditions, In all cases the same nroduct 

results independent of the nature of the anion of the initial 

Salt of tropylium (whether bromide or perchlorate) and inde- 

pendent of the character of the alkyl in the vinylalkyl ethers: 

cycloheptatrieny! acetaldehyde. This reaction is analogous 

to that of the addition of mercury salts to vinyl ethers 

(Ref 2), Therefore it could be assnmed that the mechanism 

of interastion of the tropylium sults with vinyl ethers incudes 

an ea upon the double binding of the vinyl ether by the 

jon € o At the same time, or subsesuently, an action of 

one a ene of the solvent (water or alcohol) takes place, 

an acetal of a semi-acetal is probably the intermediate prod- 

unt of the reaction. The reaction velocity with the tropylium 

salts fe markedly reduced at the transition from the simple 

vinyl ether to the vinyl acetate. This apparently is connected 
Card 2/4 with a partial withdrawal otf electrons by the C=0 group. 
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Cyclohentatriene acetaldehyde was also obtcined by a counter 
Synthesis, that is to say by a reaction of the tropy lium 
salts (bromide or perchlorate) with mercury Bechloroacet-~ 
aldehyde. Because of an exchange of an He-atom with a tronylium 
radical on aldehyde was produced, which was identics] with 
that produced from vinyl ethers. This iz the first case to 
be investigated of an interaction of organomercury compounds 
with tropylium salts. The reaction of the tropylium salts 
with mercury f-chloroacetaldehyde proceeds according to the 
type of C-alkylation. The haloid acyls O-acylate mercury 
B-chloroacetaldehyde. There are 4 references, 3 of which are 
Baviet, 
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1. Tropylium salts--Chemical reactions 2. Vinyl ethers--Chemical 
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SETKINA, V.N.; KURSANOV, D.N, 


Hydrogen éx change reactions of alkyl chlorides and tertia 
g 7 ry butyl 
alcohol, when hydroxyl is replaced b chlorine,with hpdrochioris 
anid. Dokl, AN SSSR 120 no. i, 801-80 Je '58, 

(MIRA 11:8) 


1. Chlen~korrespondent 4N SSSR (for Kursanov). 
(Organic compounds) 
(Hydrochloric acid) 
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